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(57)Abstract: 

PROBLEM TO BE SOLVED: To obtain a stabilized 
composition having skin bleaching, anti-oxidant and 
elasticity imparting abilities, etc., preventing discoloration 
and precipitation, having extremely reduced restriction 
of compounding composition, excellent water solubility 
and stability with time by using a specific gallic acid 
derivative. 

SOLUTION: This composition uses at least one selected 
gallic acid derivatives of the formula (R1 is H, an alkali 
metal, an alkaline earth metal, an ammonium salt, a 1- 
18C alkyl or alkenyl; R1 to R4 are each H, OH, a 1-1 8C 
alkyoxy, a polyoxyethylene, a polyoxypropylene, a 
monosaccharide, a disaccharide or an oligosaccharide 
residue) (e.g. gallic acid methyl ester- 3- glucoside, etc.). 
The compound of the formula is obtained, for example, 
by using gallic acid or its ester derivative, etc., a 
saccharide containing an acethylated hydroxy group or a 
saccharide halogenated at the anomer position as 
starting raw materials. The objective composition 
contains preferably 0.05-10 wt.% of the compound of formula. 
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* NOTICES * 

JPO and NCIPI are not responsible for any 
damages caused by the use of this translation. 

1 This document has been translated by computer. So the translation may not reflect the 
original precisely. 

2.**** shows the word which can not be translated. 
3.1n the drawings, any words are not translated. 



[Claim(s)] 

[Claim 1] The stable gallic-acid derivative characterized by consisting of at least one sort of a 
gallic-acid derivative expressed with the following general formula (I). 
[Formula 1] 



[Claim 2] The external-preparations constituent characterized by containing a gallic-acid 
derivative according to claim 1 . 



[Translation done.] 



.../tran_web_cgi_ejje?u=http%3A% 



CLAIMS 



o 




— C l ) 



1/8 ^— v 
JP.2000-319116.A 

* NOTICES * 

JPO and NCIPI are not responsible for any 
damages caused by the use of this translation. 

1This document has been translated by computer. So the translation may not reflect the 
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DETAILED DESCRIPTION 

[Detailed Description of the Invention] 
[0001] 

[Field of the Invention] This invention relates to the external-preparations constituent 
suitable in more detail for a charge of makeup or skin external preparations for [ using the 
gallic-acid derivative and it by which water solubility and stability were improved ] hair etc. 
about the external-preparations constituent containing the stable gallic-acid derivative and 
stable it. 
[0002] 

[Description of the Prior Art] Before, it is shown clearly that the gallic acid which is a 
polyphenol compound, and its ester object have properties, such as whitening of the skin and 
antioxidation, and the application to many fields, such as hair processing agents, such as skin 
external preparations, such as a cream and a milky lotion, a hair makeup agent, and gel, is 
expected. Moreover, this invention persons do the knowledge of the specific action 
effectiveness that a gallic acid, its ester object, etc. give and reform resiliency to fiber, hair, 
etc., and are performing patent application separately. 

[0003] However, a gallic acid and its ester object were difficult to be inferior to stability 
generally, and for the technical problem that coloring and precipitate arise etc. to occur in the 
case of actual pharmaceutical-preparationHzing, and to fully demonstrate the function. 
[0004] Although the approach (JP,63-145213,A) of adding a porphyrin metal complex and an 
organic reducing agent is learned as the technique of preventing coloring and precipitate of 
such polyphenol, for example, since the complex itself colors, the loadings are limited and 
there is a limit considering the operation on industry as a premise. Moreover, the 
effectiveness was not enough although independent or the technique (JP,6~239716,A) added 
with anti-oxidants, such as an ascorbic acid, was known in a certain kind of polyol. 
furthermore — gallate — substantial — water — there is an insoluble thing, this water — 
when the organic solvent was used in large quantities, a stimulus may be produced to a 
person with the sensitive skin and a surfactant is used in order to dissolve an insoluble thing, 
technical problems, like there is a possibility that the limit on combination may arise occur. 
[0005] 

[Problem(s) to be Solved by the Invention] This invention controls coloring and precipitate to 
extent which is satisfactory practically, canceling this and maintaining the property of a gallic 
acid and its ester object in view of the technical problem of the above-mentioned 
conventional technique etc., and aims at offering the external-preparations constituent with 
which the limit on a combination presentation contains little stable gallic-acid derivative and 
stable it. 
[0006] 

[Means for Solving the Problem] this invention persons' water solubility improves and they 
came to complete this invention by moreover finding out that the amount of organic solvents 
under presentation is reducible while stability with the passage of time found out excelling 
extremely by combining a specific radical with the phenolic hydroxyl group of a gallic acid, as a 
result of repeating examination variously about the above-mentioned conventional technical 
problem etc. That is, this invention consists in the following (1) and (2). 
(1) The stable gallic-acid derivative characterized by consisting of at least one sort of a 
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(2) The external-preparations constituent characterized by containing the gallic-acid 
derivative of the above-mentioned (1) publication, in addition, the thing to which the dosage 
forms, especially an application gestalt, etc. will be limited if "the external preparations 
(constituent)" specified by this invention is applied to the skin and hair — it is not — for 
example, charges of makeup, such as the charge for hair of makeup, lotions, shampoos, rinses, 
a charge of makeup makeup, creams, a pack agent, and a milky lotion, an antiperspirant, and a 
pimple — skin external preparations, such as a therapy agent, are included. 



[Embodiment of the Invention] Below, the gestalt of operation of this invention is explained in 
detail. The gallic-acid derivative with which this invention was stabilized is characterized by 
consisting of at least one sort of a gallic-acid derivative expressed with the following general 



R 2 , R 8 . R l OH'>«i<it,lo^ *«*-e£^ 15*^ R». R». R«*>5* 

©^<i4>i-3«#tt> 2 as. * v ^*»s*3r*-o ) 

[0008] In this invention, the gallic-acid derivative expressed with the above-mentioned 
general formula (I) The gallic acid which is a polyphenol compound, and its ester object are 
******(ed). Whitening of the skin which a gallic acid and its ester object before ******(ing) 
have, the antioxidation, Or, without this invention persons checking properties, such as 
resiliency grant capacity which carried out knowledge, in any way Coloring and precipitate by 
the system in which this gallic-acid derivative is dissolved can be prevented even to extent 
which is satisfactory practically, and moreover, since there are very few limits on a 
combination presentation, it becomes the stable gallic-acid derivative excellent in water 
solubility and stability with the passage of time. 

[0009] As a gallic-acid derivative expressed with the above-mentioned general formula (I) in 
this invention, a gallic-acid methyl ester-3-glucoside, a gallic-acid methyl ester-4-glucoside, 
gallic-acid methyl ester -3, 5-diglucoside, a gallic-acid propyl ester-3-glucoside, gallic-acid 
methyl ester-3-maltoside, a gallic-acid-3-glucoside, a gallic acid -3, 5-diglucoside, gallic- 
acid-3-maltoside, gallic-acid octyl-3-maltoside, gallic-acid-3-glucuronide, gallic-acid 
GARAKUTSURONIDO, etc. are mentioned, for example. 

[0010] various kinds of gallic-acid derivatives expressed with the above-mentioned general 
formula (I) in this invention — being independent (one sort) — or it can be used, combining 
two or more sorts suitably. What R1 becomes from a methyl group, an ethyl group, or a propyl 



[0007] 



formula (1). 
[Formula 3] 
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group, R2 becomes from a glucosyl radical or a malto sill radical in the above-mentioned 
general formula (I) from feeding nature, manufacture ease, a cost side, etc., R3 becomes from 
a hydroxyl group or a glucosyl radical, and R4 becomes from a hydroxyl group or a glucosyl 
radical preferably is desirable. Specifically, use of a gallic-acid methyl ester-3-glucoside, a 
gallic-acid methyl ester-4-glucoside, gallic-acid methyl ester -3, 5-diglucoside, a gallic-acid 
propyl ester-3-glucoside, and gallic-acid methyl ester-3-maltoside is desirable. 
[0011] The gallic-acid derivative expressed with the above-mentioned general formula (I) in 
this invention can be manufactured with the following synthesis methods. Namely, a gallic acid 
or its ester object, and the saccharide by which the hydroxyl group was halogenated at least 
for the part, the saccharide acetylated completely, or the anomer For example, under acid- 
catalyst existence, such as BF3andEt20 t and SnCI4, ZnCI2, Make it react in a solvent, obtain 
a glucosyl ghost, and if required, this Under an acid or alkali catalyst existence, A deprotection 
reaction can be performed and it can manufacture easily and efficiently by refining with an 
extract, a column chromatography, etc. (the example of manufacture mentioned further later 
explains in detail). 

[0012] at least one sort of the gallic-acid derivative by which the external-preparations 
constituent of this invention is expressed with the above-mentioned general formula (I) — [ — 
- being independent (one sort) — or it is characterized by containing two or more sort]. 
[0013] In the external-preparations constituent of this invention, although especially the 
loadings (the amount of the sum total used) of various kinds of gallic-acid derivatives 
expressed with the above-mentioned general formula (I) are not limited, they are usually 
preferably chosen in 1 - 3% of the weight of the range still more preferably 0.5 to 5% of the 
weight 0.05 to 10% of the weight to the external-preparations constituent whole quantity. 
When the target effectiveness is not acquired when loadings are less than 0.05 % of the 
weight, and exceeding 10 % of the weight, stickiness will be discovered and it will become the 
feeling of a feel which is not desirable as external preparations. 

[0014] Amount combination of the various addition components used commonly can be 
suitably carried out if needed in the range which does not spoil the purpose of this invention 
other than various kinds of gallic-acid derivatives expressed with the above-mentioned 
general formula (1) used as an above-mentioned indispensable component by the skin external 
preparations of this invention. As such an addition component, amino acid, such as organic 
acids, such as polymers, such as cation nature macromolecule resin, anion nature 
macromolecule resin, nonionic macromolecule resin, and both-sexes macromolecule resin, a 
cationic surfactant, an anionic detergent, a nonionic surfactant, an amphoteric surface active 
agent, high polymerization silicone resin, a citric acid, and a succinic acid, and a salt of those, 
a glycine, and an alanine, a germicide, an ultraviolet ray absorbent, an antioxidant, higher 
alcohol, a hydrocarbon, animal and vegetable oils, ester oil, a coloring agent, perfume, solvents 
(ethanol, water etc.) a fatty acid, etc. be used, for example These addition components may be 
blended in a phase suitable [ at the time of being able to use it, combining two or more sorts 
suitably, and being external-preparations preparation ] independently (one sort). 
[0015] The external-preparations constituent of this invention can be broadly used with the 
shape of the shape of the shape of the shape of a liquid and form, and a spray, and gel, and a 
cream, and many product gestalten of powdered **, for example, can be applied suitable for 
charges of makeup, such as an above-mentioned charge for hair of makeup, skin external 
preparations, etc. 

[0016] Thus, in the external-preparations constituent of this invention constituted, without 
checking whitening, antioxidation, or this invention persons of the skin which the gallic acid 
which is a polyphenol compound, and its ester object have in any way in properties, such as a 
resiliency grant function which carried out knowledge, daily coloring and precipitate are 
prevented and it becomes the thing excellent in stability with the passage of time ( the 
example mentioned further later explains this point in detail). 
[0017] 

[Example] Next, although the example of manufacture, an example, etc. explain this invention 
to a detail further, this invention is not limited to the following example. In addition, the 
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amount (combination unit) of each component shows weight % below, and only abbreviates it 

to "%." 

[0018] [Composition of an example of manufacture 1:gallic-acid methyl ester-3-glucoside, and 
a gallic-acid methyl ester-4-glucoside] According to a conventional method, gallic-acid 
methyl ester and a PENTA acetyl glucose are made to react under Lewis acid catalyst 
existence and in dichloromethane, the mixture of a gallic-acid methyl ester-3-tetra-acetyl 
glucoside and a gallic-acid methyl ester-4-tetra-acetyl glucoside is obtained, a deacetylation 
reaction is performed for this under basic-catalyst existence in a methanol, and it is a column 
chromatography, h refined and the gallic-acid methyl ester-3-glucoside and the gallic-acid 
methyl ester-4-glucoside were obtained. 

[0019] [Composition of example of manufacture 2:gallic-acid methyl ester -3, and 5- 
diglucoside] Gallic-acid methyl ester and a PENTA acetyl glucose large excessive amount 
were made to react under Lewis acid catalyst existence and in dichloromethane, gallic-acid 
methyl ester -3 and 5-JITETORA acetyl glucoside were obtained, the deacetylation reaction 
was performed under sodium methylate existence in the methanol, the column 
chromatography refined this, and gallic-acid methyl ester -3 and 5-diglucoside were obtained. 
[0020] [Composition of an example of manufacture 3:gallic-acid propyl ester-3-glucoside] 
According to the conventional method, gallic-acid propyl ester and a tetra-benzyl BUROMO 
glucose were made to react under silver catalyst existence and in dichloromethane, the gallic- 
acid propyl ester-3-tetra-acetyl glucoside was obtained, the debenzylation reaction was 
performed for this with the catalytic reduction method in ethanol, the column chromatography 
refined, and the gallic-acid propyl ester-3-glucoside was obtained. 

[0021] [Composition of example of manufacture 4:gallic-acid methyl ester— 3-maltoside] 
According to the conventional method, gallic-acid methyl ester and an OKUTA acetyl maltose 
were made to react under Lewis acid catalyst existence and in dichloromethane, gallic-acid 
methyl ester-3-hepta-acetyl maltoside was obtained, the deacetylation reaction was 
performed under sodium methylate existence in the methanol, the column chromatography 
refined this, and gallic— acid methyl ester— 3-maltoside was obtained. 

[0022] [Examples 1-4 and examples 1-4 of a comparison] The solution shown in the following 
table 1 was prepared. It evaluated about the existence, preservation stability (coloring, 
precipitate), and resiliency grant capacity (rate of resiliency grant) of the precipitate 
immediately after combination about the solution of the acquired examples 1-4 and the 
examples 1-4 of a comparison by the following appraisal method. These results are shown in 
the following table 1. 

[0023] [Appraisal method of the existence of precipitate immediately after combination] 
Viewing estimated the existence of precipitate immediately after combination. 
[Appraisal method of preservation stability (coloring, precipitate)] The coloring degree after 40 
degrees C and one-month preservation was measured with the Gardner colorimeter (product 
made from Orbeco Hellige). The Gardner colorimetry values are thin yellow, a light-brown 
color, brown, and a thing that becomes black, so that there is no coloring, so that a numeric 
value is low (transparent), and a numeric value becomes high conversely. Moreover, viewing 
estimated the existence of precipitate after 40 degrees C and one-month preservation by the 
following valuation basis. 

valuation-basis: — O: — O: without precipitate — **: whose thing like a cage can be seen — 
the bottom whole surface of x:container precipitate looks faintly has precipitate [0024] 
[Appraisal method of the rate of resiliency grant] It dried at 20 degrees C and 60% of humidity 
after 6-hour immersion processing overnight in the solution of the examples 1-4 which show 
the 20th generation woman's healthy hair in the following table 1, and the examples 1-4 of a 
comparison. It asked for the rate of resiliency grant by comparing the Young s modulus before 
and behind immersion processing (Young s modulus obtained by the following formula). 
[Equation 1] 

(*>) - x 1 0 0 
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!0025] 
Table 1] 
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[0026] It became clear that there moreover were not coloring and precipitate, either and it 
became the solution excellent in preservation stability without checking resiliency grant 
capacity compared with the examples 1-4 of a comparison which become out of range [ the 
examples 1-4 used as this invention range / this invention ] so that clearly from the result of 
the above-mentioned table 1 . 

[0027] [Examples 5-8 and examples 5-7 of a comparison] pH was adjusted for the solution of 
the combination presentation shown in the following table 2 to 7 using the phosphoric-acid 
buffer. About the external-preparations constituent of the acquired examples 5-8 and the 
examples 5-7 of a comparison, the above-mentioned appraisal method estimated preservation 
stability (coloring, precipitate) and resiliency grant capacity (rate of resiliency grant). These 
results are shown in the following table 2. 
[0028] 
[Table 2] 
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[0029] It became clear that the examples 5-8 used as this invention range moreover did not 
have coloring and precipitate, either, without checking resiliency grant capacity compared with 
the examples 5-7 of a comparison used as combination with 1 and 3-butylene glycol or a 
sodium ascorbate system, and it became the constituent excellent in preservation stability so 
that clearly from the result of the above— mentioned table 2. 

[0030] Furthermore, other examples 9-14 used as the external-preparations constituent in 
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this invention are shown below. 

[Example 9] The charge of hair makeup of the aerosol form type which consists of a following 
combination presentation was prepared. 

Polyether denaturation silicone 4.0% It is [ [polyoxyethylene (10) methyopolysiloxane 
copolymer (the Shin-etsu chemistry company make, KF-6011) and ] ] like the following, 
gallic-acid methyl ester-3-glucoside obtained in the example 1 of manufacture 2.0% Both- 
sexes high molecular compound 1 .0% [N 1 methacryloyl OKI JI ethyl N and N-dimethyl 
ammonium-alpha-N-methyl cull BIKISHI — the product made from betaine and alkyl 
methacrylate ester copolymer [diamond KEMUKO, YUKAFUOMA SM, and the following — the 
same — ] 

Stearyl chloride trimethylammonium 0.5% Polyoxypropylene (9) diglyceryl ether 1.5% Mono- 
oleic acid polyoxyethylene (20) sorbitan 0.5% Perfume (combination presentation given in the 
following table 3) 0.2% Ethanol 20.0% Liquefied petroleum gas 7.0% Purified water ** Section ** 
Total Change was not accepted for the charge of hair makeup of the aerosol form type which 
consists of this combination presentation 100.0% in the appearance after 40 degrees C and 
one-month preservation. 
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[0032] [Example 1 0] The charge of hair makeup of the spray type which consists of a 
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following combination presentation was prepared. 

Polyether denaturation silicone (the Shin-etsu chemistry company make, KF-601 1) 3.0% 
Gallic-acid propyl ester-3-glucoside obtained in the example 2 of manufacture 2.0% Polyvinyl 
BIRORIDON 0.4% Cation nature high molecular compound 0.5% [cation-ized cellulose [the 
LION make and Leoguard GPS] 

Polyoxypropylene (14) diglyceryl ether 4.0% Glycine 0.5% Sorbitol liquid 2.5% Stearyl chloride 
trimethylammonium 0.5% Polyoxyethylene (50) hydrogenated castor oil 0.5% Oxybenzone 
sulfonic acid 0.1% Methyiparaben 0.1% Dibutylhydroxytoluene citric acid 0.05% (pH) Perfume 
[the perfume of a combination presentation given in the following table 4] 0.5% Green No. 3 ** 
Amount It adjusts to 6. ** Amount Ethanol 1 5.0% Purified water ** Section ** Total Change 
was not accepted for the charge of hair makeup of the spray type which consists of this 
combination presentation 100.0% in the appearance after 40 degrees C and one-month 
preservation. 
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[0034] [Example 1 1] The charge of hair makeup of the gel type which consists of a following 
combination presentation was prepared. 

Polyether denaturation silicone (the Shin-etsu chemistry company make, KF-601 1) 1.0% 
Gallic-acid methyl ester-3-maltoside obtained in the example 4 of manufacture 2.0% Both- 
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sexes high molecular compound 1.0% It is [ the product made from [diamond KEMUKO, 
YUKAFUOMA SM, and ] ] like the following. 

Carboxyvinyl polymer 0.5% [Good rich company make, the KAPO pole 1342] 
Mono-isostearic acid decaglyceryl 4.0% Polyoxyethylene (30) isocetyl ether 0.5% 
Methylparaben 0.1% Sodium hydrogensutfrte 0.05% triethanolamine Edetic acid NINATORIUMU 
(pH) 0.05% Perfume [the perfume of a combination presentation given in the above-mentioned 
table 4] 0.5% h adjusts to 7. ** Amount Ethanol 10.0% Purified water ** Section ** Total 
Change was not accepted for the charge of hair makeup of the gel type which consists of this 
combination presentation 100.0% in the appearance after 40 degrees C and one-month 
preservation. 

[0035] [Example 12] After preparing the oil phase section of Following A, and the water phase 
part of B, respectively, the oil phase section and a water phase part were blended, and the 
cream for makeup was prepared. 

A: Oil phase section Liquid paraffin 5.0% Squalane 15.0% Cetostearyl alcohol 5.0% Beeswax 
2.0% Glyceryl monostearate 2.0% POE (20) sorbitan monolaurate 2.0% Propylparaben 0.1 %B: 
Water phase part Gallic-acid methyl ester-3-maltoside obtained in the example 4 of 
manufacture 2.0% Methylparaben 0.2% Purified water Balance Perfume (perfume of a 
combination presentation given in the above-mentioned table 4) ** Amount ** Total The 
charge cream of makeup which consists of this combination presentation 100.0% was not 
accepted for change in the appearance after 40 degrees C and one-month preservation. 
[0036] [Example 13] The milky lotion for makeup which consists of a following combination 
presentation was prepared. 

Gallic-acid propyl ester-3-glucoside 1.0% Stearin acid 1.0% Cetanol 2.0% Vaseline 2.5% 
Squalane 4.0% L-arginine 1.0% Lipophilic type glyceryl monostearate 1.0% Glycerol 2.0% 
Potassium hydroxide 0.1% Perfume (perfume of a combination presentation given in the 
above-mentioned table 4) 0.1% Methylparaben 0.1% Butylparaben 0.05% Purified water ** 
Section ** Total Change was not accepted for the charge of hair makeup of the gel type 
which consists of this combination presentation 100.0% in the appearance after 40 degrees C 
and one-month preservation. 

[0037] [Example 14] The mouth rinsing liquid which consists of a following combination 
presentation was prepared. 

Gallic-acid propyl ester-3-glucoside 2.0% Ethanol 12.0% Propylene glycol 8.0% Sodium lauryl 
sulfate 0.1% D-sorbttol 0.5% Methylparaben 0.01% Perfume (perfume of a combination 
presentation given in the above-mentioned table 3) 0.2% Purified water ** Section ** Total 
The mouth rinsing liquid which consists of this combination presentation 100.0% was not 
accepted for change in the appearance after 40 degrees C and one-month preservation. 
[0038] 

[Effect of the Invention] Without whitening of the skin which a gallic acid and its ester object 
have, antioxidation, and this invention persons checking properties, such as resiliency grant 
capacity which carried out knowledge, in any way in this invention, coloring and precipitate by 
the system in which this gallic-acid derivative is dissolved can be prevented even to extent 
which is satisfactory practically, and, moreover, there are very few limits on a combination 
presentation. Therefore, the external-preparations constituent containing the stable gallic- 
acid derivative and stable it excellent in water solubility and stability with the passage of time 
is offered. 



[Translation done.] 
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